Photolytic synthesis of the complexes
A solution of complex 1d or 1e (0.2 mmol) and selected aryl azide (1.0 mmol) in dried toluene was photolyzed at ambient temperature under argon for 4~8 hours. Evaporation of the solvent under reduced pressure and the crude product was purified by chromatography using silica gel to give the target compound.
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EPR measurements
The basic system used in this study consists of 1e and 2-Me-6-NO 2 C 6 H 3 N 3 which were dissolved in MeCN (100 mM) and the spin-trapping agent DMPO (100 mM) in 100 mM Chelextreated phosphate buffer (pH 7.4) at room temperature. Typical spectrometer parameters are: scan range, 200 G; field set, 3475 G; time constant, 41 ms; scan time, 84 s; modulation amplitude 2 G; modulation frequency 100 kHz; receiver gain 1.00*104; microwave power, 20 mW. EPR spectra were recorded every a few minutes after the irradiation by the 180 W high-pressure mercury lamp in situ at 25 o C. And the results are shown in Figure S1 . Figure S1 . EPR spectra (X band, 9.7 GHz, room temperature) for reaction mixtures in the different period of irradiation: the radical trap DMPO (100 mM), 1e (100 mM) and 2-Me-6-NO 2 C 6 H 3 N 3 (100 mM). 
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